Abstract: Symmetrical and non-symmetrical diimines derived from dimedone were synthesized by the reaction of their corresponding enaminothiones with primary amines. The synthesized compounds were characterized using micro analytical data and NMR spectroscopy. Theoretical calculations by B3LYP/6-31G(d,p) level of theory show that the enolic form is the most stable within the possible tautomeric forms of the compounds.
Introduction
Diimines of β-diketones have received significantly increasing attention which stems from the scope for variation of the substituents on the nitrogen atoms [1] . In addition, they have been used as precursors to some heterocyclic compounds such as imidazolines, pyrimidines and carbapenem intermediates [2, 3] . There are two synthetic procedures for the conversion of β-diketone into a β-diketimine [1] . The first is to convert the diketone to the dioxyalkanone, which is then reacted with an excess amount of the amine. The second one is a diacetal reaction with the amine hydrochloride. Another synthetic but indirect route is the addition of ketamines to nitriles. Lee et al. [4] prepared the trialkyldiketamines by reaction of aromatic nitriles and Grignard reagent. Qian et al. [5] used acetylacetone monoimine to prepare the corresponding diimines by the reaction with the hydrochloride salt of the amine. In one method dibenzoylmethane was reacted with a large excess of aniline and benzylamine in presence of titanium(IV) chloride to give the corresponding diimine [3] .
OPEN ACCESS
A general feature of those methods is the limited flexibility for varying substituents and the yield of only symmetrical diimines with identical substitution on both imino groups. The thione group has much better reactivity than the carbonyl group with amines to give monoketamines [6] and thiodibenzoylmethane was used to prepare the corresponding ketamines through relatively fast and clean reaction with amines. In this work we report about the synthesis of both symmetrical and nonsymmetrical diimines of dimedone by the reaction of enaminothiones and primary amines.
Results and Discussion
The diimines 1-6 were synthesized by the reaction of enaminothiones and primary amines by refluxing in chloroform. The reaction was accompanied by the evolution of hydrogen sulphide, indicating that it occurred at the thione group with the replacement of sulphur with nitrogen. Moderate yields ranging from 38 to 62% were obtained for the diimines. .50 ppm) in the enolic forms III or IV. This is in agreement with the case of enaminones (isoelectronic analogues of the diimines) which on the basis of NMR spectra [7, 8] and theoretical study [9] are characterized by the enolic tautomer [10] . For tautomer II to be present the spectra must contain a corresponding signal for the N=C-CH 2 -C=N protons. The absence of such signal from the spectra excludes the presence of this tautomer. The spectra also showed that while the symmetrical molecules (R= R 1 ) have only one signal for the NH proton, the asymmetrical molecules (R≠ R 1 ) have two signals within the same range. This suggests a tautomeric equilibrium of two enolic species in the later molecules in which the NH protons adapt two different chemical environments (III and IV). This case could not be the result of more than one conformers as indicated by the presence of only one singlet for the NH proton in the symmetrical molecules. The presence of only one NH proton peak in spectra of the non-symmetrical compounds in DMSO may be attributed to the presence of only one enolic tautomer in this solvent.
To shed some light on this case the possible tautomers of compound 2 werere studied theoretically at DFT level [11] using B3LYP/6-31G(d,p) level of theory. Figure 2 shows the calculated structures of the proposed tautomers. Table 1 it could be seen that the calculated energy values indicate that the two enolic forms III and IV have almost similar energies and thus comparable stabilities, while the form II has much more energy and accordingly less stability in comparison with the other tautomers. This may be rationalized on the basis that the enolic forms have a conjugation through the N=C-C=CH-NH system and this conjugation is responsible for the stabilization energy obtained by the two enolic forms. The conjugation, visible in the nearly planar end of the central six-membered ring, is also reproduced from calculation. The calculated energies show also that within the enolic forms the most stable structure is that in which the aromatic substituent on the nitrogen atom is attached to the imino rather than the amino group. Vibrational spectroscopy is used in organic chemistry for the identification of functional groups of organic compounds. Assignments for the complex systems can be proposed on the basis of frequency agreement between the computed harmonics and the observed fundamentals.
The resulting wave numbers for the optimized geometry and the experimental wave numbers together with the proposed assignments for compound 2 are given in Table 2 . The vibrational spectral data obtained from the solid-phase FT-IR spectra based on the results of the normal coordinates calculations. The observed and the calculated spectra reflect a reasonable agreement for the vibrational frequencies. Based on the comparison of the calculated and experimental results, assignments of fundamental frequencies incorporate the observed band frequencies in the infrared spectra of the studied species confirmed by establishing a one-to-one correlation between observed and theoretically calculated frequencies. The calculated frequencies are slightly higher than the observed values for the majority of the normal modes. Many different factors may be responsible for the discrepancies between the experimental and computed spectra of the compound. Factors such as environment, anharmonicity, Fermi resonance, solvent effects and so forth are usually not considered in computations. The vibrational analysis is summarized in Table 2 . Assignments of all vibrational bands has been carried out on the basis of mthe B3LYP calculations. A linearity between the experimental and the calculated wave numbers can be estimated by plotting the calculated vs. experimental wave numbers (Figure 3) . The values of the correlation coefficients, 0.995-0.996, provide good linearity between the calculated and the experimental wave numbers. Better correlation had been established by B3LYP method. 
Experimental

General
Melting points were measured on a Buchi melting point apparatus B-510 (Buchi Labortechnik AG, Switzerland) and are uncorrected. Micro analytical data were obtained with a Vario Elemental apparatus (Shimadzu, Japan). NMR spectra were recorded at 400 MHz ( 1 H) or 100 MHz ( 13 C) using a Jeol 400 GX JNM spectrometer (Japan) with TMS as internal standard. Data are reported in ppm on the δ scale. IR spectra were recorded as KBr discs on a Shimadzu FT/IR spectrometer. Enaminothiones were prepared according to previously described procedure [12] .
General method for the preparation of diimines
Appropriate amounts of the enaminothione and the amine (see individual entries below) were dissolved in chloroform (30 mL) and the mixture was refluxed for 4 h. At the reaction completion as indicated by TLC the reaction mixture was cooled to room temperature and hexane was added to induce precipitation of the product which was then recrystallized from ethanol. (1) 
5,5-dimethyl-3-benzylimino-cyclohex-1-enyl-benzylamine
Computational method
The studied structures were fully geometry optimized using PCGAMESS [13] computational program for calculations. The calculations done at the B3LYP/6-31G(d,p) as well as B3LP, B3WP91 and HF levels using the basis set 6-31G(d). Vibrational frequencies were calculated using the last three levels [11] .
Conclusions
In this study both symmetrical and non-symmetrical diimines of dimedone were synthesized by direct reaction of their corresponding enaminothiones with primary amines. Non-symmetrical substitution could be established by varying both the substituent on the nitrogen atom of the enaminothione and the amine.
